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1
JOINING OF DISSIMILAR MATERIALS

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application claims priority to U.S. Provisional Patent

Application No. 60/632,030 filed Nov. 30, 2004, entitled
JOINING OF DrssiMiLar MATERIALS. This provisional patent appli-
cation 1s incorporated herein by reference 1n 1ts entirety for all
PUrposes.

STATEMENT OF GOVERNMENT SUPPORT

This mvention was made with government support under
Contract DE-AC02-05CH11231 awarded by the United
States Department of Energy to The Regents of the University
of Califorma for the management and operation of the
Lawrence Berkeley National Laboratory. The government
has certain rights 1n this ivention.

FIELD OF THE INVENTION

The invention relates to the joining of dissimilar matenials,
such as metal and ceramic, by means of decoration and sinter
bonding.

BACKGROUND

Numerous methods are available for joining dissimilar
materials, such as metal and ceramic, having different ductil-
ity, Many methods require the introduction of a third material
into the joint, e.g., solder, braze, weld filler, or adhesive. This
can limit the usefulness of the joint, especially for devices
where utility 1s derived from the interface itself (such as
clectrochemical devices), or where the third material 1s
incompatible with the system requirements (such as 1n medi-
cal implants). Typical methods for joining metals to ceramics
include: chemical reaction between the metal and ceramic;
brazing using a filler alloy that bonds to both the metal and
ceramic; and, the use of a cermet (mixture of metal and
ceramic typically of similar particle size) between the metal
and ceramic to act as a transition zone. All of these methods
have limitations.

Thus, there exists a need for improved techniques for join-
ing dissimilar materials, such as ceramics and metals.

SUMMARY OF THE INVENTION

The present invention provides a method of joiming dis-
similar maternials having different ductility. The method
involves two principal steps: Decoration of the more ductile
material’s surface with particles of a less ductile material to
produce a composite; and, sinter-bonding the composite pro-
duced to a jomning member of a less ductile matenal. The
jo1mng method 1s suitable for joining dissimilar materials that
are chemically inert towards each other (e.g., metal and
ceramic), while resulting 1n a strong bond with a sharp inter-
face between the two materials.

The jomning maternals may differ greatly in form or particle
s1ze. For example, the joining member may be a dense, mono-
lithic piece of the less ductile material, a porous piece of the
less ductile material, or particles of the less ductile material.
Structures with interlayers or multiple layers may be formed.
For example, a decorated composite may be sintered to a
dense less ductile material via a porous less ductile material
interlayer.
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The particles decorating the more ductile material surface,
the joining member and any additional members may be
composed of the same material (e.g., ceramic suchasYSZ) or
different materials that sinter to one another (e.g., one or more
ceramics and/or cermets, such as YSZ and LSM).

For the purposes of illustration, the invention 1s described
in the context of joining metal (more ductile) and ceramic
(less ductile). However, 1t should be understood that the
ivention 1s applicable to other types of materials as well
(glass, glass-ceramic, polymer, cermet, semiconductor, etc.).
The materials can be 1n various geometrical forms, such as
powders, fibers, or bulk bodies (1o1l, wire, plate, etc.).

Also provided are composites and devices with a decorated
and sintered interface.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 conceptually illustrates a bond relying on mechani-
cal interlocking to particles or fibers at the interface of two
surfaces.

FIGS. 2A and B show scanning electron micrographs
(SEMs) of the surface of steel particles decorated with yttria-
stabilized zirconmia (YSZ) ceramic particles.

FIG. 3 1s a schematic figure of sintering.

FIGS. 4A and B show cross-sectional SEM 1mages of the
1ot between decorated metal particles and a dense YSZ
member via a porous Y SZ interlayer in accordance with one
embodiment of the invention.

FIG. 5 1s a schematic representation of the joint shown 1n
FIGS. 4A and B

FIG. 6 illustrates a steel current collector joined to a
ceramic 1n a solid oxide fuel cell in accordance with one
embodiment of the present invention.

DETAILED DESCRIPTION OF THE INVENTION

Retference will now be made 1n detail to specific embodi-
ments of the mvention. Examples of the specific embodi-
ments are illustrated 1n the accompanying drawings. While
the mvention will be described 1n conjunction with these
specific embodiments, 1t will be understood that it 1s not
intended to limit the 1nvention to such specific embodiments.
On the contrary, it 1s itended to cover alternatives, modifi-
cations, and equivalents as may be included within the scope
and equivalents of the appended claims. In the following
description, numerous specific details are set forth 1n order to
provide a thorough understanding of the present invention.
The present invention may be practiced without some or all of
these specific details. In other instances, well known process
operations have not been described 1n detail 1n order not to
unnecessarily obscure the present invention.

Bonds relying on mechanical interlocking to particles or
fibers at the interface of two surfaces are known. The particles
or fibers can be created from the material of the surface or
added to the surface by melting or pressing. However, tech-
niques for joining dissimilar materials like ceramics and met-
als using this concept, schematically illustrated in FIG. 1, are
unknown.

Examples of sinter bonding between dissimilar materials,
¢.g., ceramics and metals are also known. Generally, a graded
joint 1s formed from an interlayer mixture of metal and
ceramic powders. Near the ceramic joining surface the inter-
layer mixture 1s rich 1n ceramic powder. Near the metal jo1in-
ing surface, the interlayer is rich in metal. The composite
structure 1s sintered, yielding two interpenetrating lattices:
one displaying ceramic-ceramic bonding and one displaying
metal-metal bonding. Such joints tend to be undesirably weak
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and thick. Throughout the thickness of the joint, the matenals
properties are expected to be intermediate to those of the
ceramic and metal individually. This can be undesirable,
especially 1n the case that the maternials properties must
change quickly at the joint/interface to provide utility to the
resulting device. Such 1s the case for thermal barrier coatings,
where 1t 1s desirable to have a thin layer with low thermal
conductivity (usually ceramic) covering a metal part. This 1s
also the case for fuel cell current collectors, where 1t 1s desir-
able to have a rapid change 1n particle size and electrical
conductivity mechanism at the interface between the metal
current collector and ceramic active layer. Typically, graded
jo1nts display low porosity in order to have a strong joint. It 1s
believed that the dual sintering and mechanical interlocking,
provided by the present invention allows reasonable joint
strength to be achieved over a wide range of final joint poros-
ity, thus increasing the range of application for the imnvention
relative to graded joints.

The present invention provides a method of joimng dis-
similar materials having different ductility. The joining
method 1s suitable for joining dissimilar materials that are
chemically inert towards each other (that is, an effective
chemical bond between the materials 1s not possible) (e.g.,
metal and ceramic), while resulting 1n a strong bond with a
sharp 1nterface between the two materials.

The method involves two principal steps: Decoration of the
more ductile material’s surtace with particles of aless ductile
maternial to produce a composite; and, sinter-bonding the
composite produced to a joining member of the less ductile
material. The joining method 1s suitable for joining dissimailar
materials that are chemically inert towards each other (e.g.,
metal and ceramic), while resulting 1n a strong bond with a
sharp 1nterface between the two materials.

The jomning materials may differ greatly in form or particle
s1ze. For example, the joining member may be a dense, mono-
lithic piece of the less ductile material, a porous piece of the
less ductile material, or particles of the less ductile material.
Structures with interlayers or multiple layers may be formed.
For example, a decorated composite may be sintered to a
dense less ductile material via a porous less ductile material
interlayer.

The particles decorating the more ductile material surface,
the joining member and any additional members may be
composed of the same material (e.g., ceramic suchas YSZ) or
different materials that sinter to one another (e.g., one or more
ceramics and/or cermets, such as YSZ and LSM).

The method of the invention, and associated composites
and devices, will now be described with reference to specific
embodiments 1llustrated 1n the figures. For the purposes of
illustration, the mvention 1s described 1n the context of joining
metal (more ductile) and ceramic (less ductile). However, it
should be understood that the invention 1s applicable to other
types of materials as well (glass, glass-ceramic, polymer,
cermet, semiconductor, etc.). The materials can be 1n various
geometrical forms, such as powders, fibers, or bulk bodies
(fo1l, wire, plate, etc.).

Step 1. Decoration of a ductile surface with particles of a
less ductile matenal.

“Decoration” 1s to be understood as the process of
mechanically embedding, impregnating, pushing, or forcing
or otherwise bonding a less ductile material into the surface of
a more ductile material. “Ductility” 1s, generally speaking,
the ability of a material to deform upon application of a tensile
force. For instance, the surface of a metal body or particle can
be decorated with ceramic particles by pushing the ceramic
into the surface of the metal. The metal will deform around
the ceramic particle, and friction, stress, and/or mechanical
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4

interlocking will prevent the ceramic particle from being
casily removed from the metal surface.

FIGS. 2A and B show low and high magnification scanning
clectron micrographs (SEMs) of the surface of steel particles
decorated with yttria-stabilized zirconia (YSZ) ceramic par-
ticles. In this case, the two types of particles were mixed
together 1n an attritor mill under 1sopropyl alcohol (IPA). A
binder (hydroxypropylcellulose, HPC) was added to the mix-
ing medium 1n order to form agglomerates of the YSZ on the
surface of the metal particles. Such agglomerates improve the
sinter-bonding achieved 1n Step 2. During the shearing action
of the attritor mill, the YSZ particles were forced into the
surface of the metal particles, and remain embedded 1n the
surface after milling.

In alternative embodiments, the decoration may be
achieved by alternate techmiques, such as by chemically
bonding the decorating material to the surface via a bonding
agent, or the surface could be melted to accept the decorating
material.

Step 2. Sinter-bonding the composite produced 1n Step 1 to
a joming member of the less ductile material.

Sintering 1s often used to join particles of similar materials.
The process comprises the formation ol necks between neigh-
boring particles. The reduction of surface area/surface ten-
s10on 1s the driving force for this process. Sintering 1s shown
schematically in FIG. 3. Sinter-bonding can be used to join
the less ductile surface particles of a decorated composite to
a j01ning member of the less ductile matenal. The degree of
sintering can be controlled such that the joining materials
remain porous or become dense.

In some embodiments, the joining member may be an
interlayer used between materials being sintered. For
example, metal particles decorated with YSZ, such as
described above, may be joined to a dense YSZ member by
way of a particulate YSZ interlayer. The interlayer promotes
a strong bond between the decorated particles and the dense
YSZ layer. Of course, the composite may also be directly
sinter-bonded via the decorated particles on 1ts surface to a
dense surface, without an interlayer present, or to a porous
surface or particulate material without a dense member
present.

In some cases, the metal particles may experience some
metal-metal sintering. Although this 1s not required for join-
ing the metal particles to the YSZ member, it 1s required to
have a low-resistance path for electrons to pass through the
porous metal, and so 1s desirable for a solid oxide fuel cell
(SOFC) current collector. Metal/metal sintering may not be
required for other non-SOFC applications of this invention.

FIGS. 4A and B show cross-sectional SEM 1mages of the
joint between decorated metal particles and a dense YSZ
member via a porous YSZ interlayer. Sinter bonds exist
between: the individual metal particles; the decorating YSZ
and the sintered YSZ. particle porous interlayer; and, the sin-
tered Y SZ particle porous interlayer and the dense YSZ mem-
ber.

FIG. 5 1s a schematic representation of the joint shown 1n
FIGS. 4A and B and illustrates the joining method of the
present invention for that specific embodiment. Of course, the
porous interlayer 1s optional, and the decorated metal material
may be directly bonded to the dense ceramic or cermet in
other embodiments.

Thus, 1n one aspect, the mvention relates to a method of
joming dissimilar materials having different ductility. The
method mvolves decorating the more ductile material’s sur-
face with particles of a less ductile material to produce a
composite; and, sinter-bonding the composite produced to a
joming member of the less ductile material. The joiming
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method 1s suitable for joining dissimilar materials that are
chemically inert towards each other (e.g., metal and ceramic),
while resulting 1n a strong bond with a sharp interface
between the two materials. A binder, such as hydroxypropy-
Icellulose (HPC), may be added to the mixing medium during
decoration 1n order to form agglomerates of the decorating
material on the surface of the decorated material 1n order to
enhance sinter bonding.

The decoration generally partially covers the decorated
surface, for example between about 10-80% of the surface
area ol a more ductile material 1s decorated with a less ductile
material. Some specific useful sub-ranges are 30-60%, about
50%, or about 20-30% surface area coverage.

In various embodiments of the invention, the pre-sintered
s1ze of the decorating particles 1s between about 10 and 0.05
micrometers, e.g., 0.5 micrometers.

In a specific embodiment, the invention joins a metal, par-
ticularly Fe, N1, Cu, Ag, Al, T1, alloys containing Ni, alloys
contaiming Cu, alloys containing Ag, alloys containing Al,
alloys containing Ti, Cr-containing alloys based on N1 or Fe,
or stainless steel (a ferrous alloy with a minimum of 10.5%
Cr), and a ceramic, particularly YSZ.

In many embodiments, the ceramic material 1s solely 10ni-
cally conductive (e.g., YSZ), but in other embodiments one or
more of the ceramic materials may be a mixed 1onic-elec-
tronic conductor (e.g., LSM, cena, etc.) Suitable ceramic
components include: La, SrMn O;, (1=X=0.05)
(0.95=y=1.15) (“LSM”) (0 1s defined as that value signify-
ing a small deviation from perfect stoichiometry) (e.g.,
La, ¢Sr, ,MnO, and La, (51, :,MnO, ¢ and
Lag, 4551, s MnO;_); La, Sr CoO, 4 (1=2X=0.10)
(“LSC”); La, Sr,Fe O;, (1=2X=0.05) (0.95=y=1.15)
(“LSE™), SrCo,_Fe O, (0.30=X=0.20),
Lag 515 4C00 sFen 4035, St ;e sMnO; 5,
LaNi, [Fe, ,0, 5, Sm, Sr, CoO,_ yttria stabilized zirconia
(YSZ), scandia stabilized zircomia (SSZ7), (CeO,), 1(Gd,
O3)0.2 (CGO), Lag 551, ,Ga, 5sMgy 150, 555 (LSGM20-15),
(B1,03), +5(Y,03), -5, alumina and cena.

Suitable metal components, including for the cermets, are
transition metals, Cr, Fe, Ag and/or alloys such as stainless
steel; low-chromium {ferritic steels, such as type 405 and 409
(11-15% Cr), intermediate-chromium ferritic steels, such as

type 430 and 434, (16-18% Cr), high-chromium ferritic
steels, such as type 442, 446 and E-Brite (19-30% Cr),
chrome-based alloys such as Cr5FelY and chrome-contain-

ing nickel-based alloys such as N120Cr and Inconel alloys
including Inconel 600 (N1 76%, Cr 15.5%, Fe 8%, Cu 0.2%,

S10.2%, Mn 0.5%, and C 0.08%).

The mnvention uses the difference 1n mechanical properties
of the materials to be joined, as well as the capacity of the less
ductile material to sinter, rather than relying on any chemaical
interaction between the materials. The invention enables a
joint to be produced 1n a relatively short time without the
introduction of additional materials being necessary, and
results 1n a strong bond with a sharp imterface between the two
materials.

The technique of the present invention may be used 1n the
manufacture of solid oxide fuel cells and related electro-
chemical devices. Metallic current collectors are typically
connected to solid oxide fuel cells by soldering, brazing, or
simple mechanical pressing contact (no bond). The present
invention provides a more reliable current collector-cell bond
without the introduction of solder or braze to join a metallic
current collector to a ceramic 1n a solid oxide fuel cell. In a
particular implementation, depicted 1n FIG. 6, a porous metal
(c.g., stainless steel) current collector 1s decorated with
ceramic (Y SZ) particles as described herein, to form a com-
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6

posite. The composite 1s joined to a dense ceramic (YSZ)
substrate via a porous Y SZ interlayer.

In addition to joining metals and ceramics 1n solid oxide
tuel cells, the mvention finds use in other applications and
with other materials sets, including glass, glass-ceramic,
polymer, cermet, semiconductor, etc. Some other sample
applications for the invention include:

1. bonding metal current collectors to ceramics in a fuel

cell or other electrochemical device;

2. bonding thermal barrier layers to metal parts for use 1n
high temperature processes (gas turbines, rocket
engines, etc.);

3. bonding wear-resistant layers to metal parts (machines,
medical implants, golf clubs, etc.);

4. bonding electrodes to capacitor bodies;

5. modifying the surface of a metal/ductile part to be more
abrasive, less prone to corrosion, more insulating, etc.;

6. modilying the surface of a ceramic/less-ductile part to be
less abrasive, more ductile, more conductive, more
reflective, etc.:

7. creating ceramic decorative €
vICE versa.

In another aspect, the invention relates to a composite of
dissimilar materials having different ductility, and to electro-
chemical devices incorporating such a composite. The com-
posite has a more ductile material, a less ductile matenal, and
an interface between the more and less ductile materials com-
prising particles of a less ductile material decorated on the
surtace of the more ductile material and sintered to the less
ductile matenal.

[

‘ects on a metal body or

EXAMPL

L1

The following example describes and illustrates aspects
and features of a specific implementation in accordance with
the present invention. It should be understood the following 1s
representative only, and that the invention 1s not limited by the
detail set forth in this example.

Bonding a Steel Current Collector to a Solid Oxide Fuel
Cell Structure

As noted above, FIG. 2 shows the surface of ferritic 70Fe-
30Cr stainless steel articles decorated with yttria-stabilized
zircoma (YSZ) particles. YSZ 1s the standard electrolyte
matenal for solid oxide fuel cells. The two types of particles
were mixed together 1n an attritor mill under 1sopropyl alco-
hol (IPA). A binder (hydroxypropylcellulose, HPC) was
added to the mixing medium 1n order to form agglomerates of
the YSZ on the surface of the metal particles. The shearing
action of the attritor mill forces the YSZ particles into the
surface of the metal particles, where they remain embedded
alter milling. The metal particles decorated with YSZ were
joined to each other (metal-metal sintering) and to a dense
YSZ member by means of a particulate YSZ interlayer by
sintering, resulting 1n a strong bond with a sharp interface
between the two materials. FIGS. 4A and B show cross-
sectional 1mages of the joint between decorated metal par-
ticles and a dense YSZ member. Sinter bonding of the joint
members was achieved by co-firing 1n 4% H,/96% Argon for
4 hours at 1300° C. Sinter bonds exist between: the individual
metal particles; the decorating YSZ and the sintered YSZ
particles; and, the sintered YSZ particles and the dense YSZ
member. For comparison, physical mixtures of YSZ and
metal particles were sintered onto similar dense YSZ sub-
strates with and without a porous YSZ interlayer, resulting in
a very weak bond or no bond. Thus, the decoration step 1s seen
to be critical to the quality of the resulting metal-ceramic

bond.
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Improved bonding was achieved using a wide variety of
YSZ particles as the decorating YSZ. The best bonds were
achieved when using submicron-size Y SZ particles (about 0.5
micrometer diameter), although decoration by particles and
fibers with dimensions up to 10 micrometer also promoted
bonding. Therange o1 YSZ loading during the decoration step
was varied between 1:99-4:96 weight ratio of YSZ to metal.
Good bonding was observed over this entire range, with the
strongest bond occurring for the 4:96 ratio. Higher YSZ load-
ings were not studied because the metal surface seemed to be
saturated with YSZ at the 4:96 ratio, with some excess YSZ
filling the pores between the decorated metal particles. This
excess YSZ would block gas transport 1n a working fuel cell
and 1s therefore undesirable for that application. Other appli-
cations of the mnvention might not require an open pore struc-
ture, 1n which case higher loadings of the decorating material
would be appropriate.

CONCLUSION

Thus, the mvention encompasses a decoration/sintering
joimng method suitable for dissimilar materials having dii-
terent ductility resulting in a strong bond with a sharp inter-
face between the two materials. Composites and devices with
a decorated/sintered interface are also provided.

Although the foregoing mvention has been described 1n
some detail for purposes of clarity of understanding, 1t will be
apparent that certain changes and modifications may be prac-
ticed within the scope of the appended claims. It should be
noted that there are many alternative ways of implementing,
both the process and compositions of the present invention.
Accordingly, the present embodiments are to be considered as
illustrative and not restrictive, and the 1nvention 1s not to be
limited to the details given herein.

All references cited herein are incorporated by reference
for all purposes.

What 1s claimed:

1. A method of joining dissimilar materials having differ-
ent ductility, the method comprising:

decorating the more ductile of the materials with particles

of a less ductile material by deformation of the more
ductile material by forcing particles of the less ductile
material ito the surface of the more ductile material
such that the particles of the less ductile material are
mechanically interlocked with the more ductile matenal
to form a composite;

joming the composite and a joining member comprising a

less ductile material by sintering particles of the less
ductile material decorated on the more ductile material
to the joining member;

wherein the more ductile material 1s a metal, the less duc-

tile material decorated on the more ductile matenal 1s a
ceramic and the joining member 1s a ceramic or cermet.
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2. The method of claim 1, wherein the less ductile material
decorated on the more ductile material 1s the same as the less
ductile material of the joining member.

3. The method of claim 1, wherein the less ductile material
decorated on the more ductile material 1s different than the
less ductile material of the joining member.

4. The method of claim 1, wherein the joining member 1s a
ceramic.

5. The method of claim 1, further comprising joining an
additional member comprising the less ductile matenial or
another material that can sinter-bond to the joining member
by sintering, such that the joining member 1s an interlayer
between the composite and the additional member, wherein
the additional member 1s a ceramic or cermet.

6. The method of claim 5, wherein the additional member
1S a ceramic.

7. The method of claim 6, wherein the additional member
1s a dense piece and the joining member 1s a porous piece or
particulate.

8. The method of claim 4, wherein the more ductile mate-
rial 1s stainless steel and the less ductile material decorated on
the more ductile material and the joining member are both the
ceramic YSZ.

9. The method of claim 4, wherein the more ductile mate-
rial 1s stainless steel, the less ductile material decorated on the
more ductile material 1s YSZ, and the joining member 1s a
mixed 10nic-electronic conductor.

10. The method of claim 6, wherein the more ductile mate-
rial 1s stainless steel and the less ductile material decorated on
the more ductile material, the joining member and the addi-
tional member are both the ceramic YSZ.

11. The method of claim 10, wherein the joining member 1s
porous and the additional member 1s dense.

12. The method of claim 1, wherein the pre-sintered size of
the particles of less ductile material used to decorate 1s
between about 10 and 0.05 micrometers.

13. The method of claim 12, wherein the particle size 1s
about 0.5 micrometer.

14. The method of claim 1, wherein the decoration partially
covers the more ductile material surface.

15. The method of claim 14, wherein between about
10-80% of the surface area of the more ductile material 1s
decorated with the less ductile material.

16. The method of claim 14, wherein between about
20-30% of the surface area of the more ductile material 1s
decorated with the less ductile material.

17. The method of claim 14, wherein between about
30-60% of the surface area of the more ductile material 1s
decorated with the less ductile material.
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